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[57] ABSTRACT 

The present invention relates to a method for the re- 
crystallization of the high explosives HMX and RDX. 
According to the invention, the explosive is dissolved in 
a low molecular weight, liquid (at room temperature) 
lactone, after which the degree of saturation of the 
solution obtained, is changed by either lowering the 
temperature or by diluting with water. 

This method produces, depending on the crystallization 
method chosen, /3-HMX crystals or RDX crystals of 
either 50-1500 pm or 5-50 pm median particle diameter 
respectively. 

10 Claims, No Drawings 
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CRYSTALLIZATION METHOD FOR HMX AND 
RDX 



Alternative solvents according to the invention 

y-butyrolactone (1) 



The present invention relates to a method for the 5 
recrystallization of the high explosives HMX and RDX. 
There are several reasons why these explosives need to 
be recrystallized and several methods for this have been 
examined previously. 1Q 

HMX, or octahydro-l,3,5,7-tetranitro-l,3,5,7-tetrazo- 
cine, occurs in four different crystal modifications, two 
of which, a and /?, can be readily obtained. Of these 
two, fi is the desirable one, since it has the highest den- 
sity and the lowest sensitivity. The crystal modification 15 
which is obtained, depends largely upon the conditions 
used for the crystallization. Furthermore, the crystal 
modification which is obtained is largely determined by 
which solvent is used. As examples of the solvents 
which are at present used for recrystallizing HMX, and 20 
which are known to give negligible amounts of a-HMX 
crystals, can be mentioned acetone and cyclohexanone, 
both of which have low solubility for HMX. 

Crystallized HMX is normally used for the produc- ^ 
tion of mixed explosives, together with trinitrotoluene, 
and in wax- and polymer-coated HMX-charges. Within 
both of these charge types the highest possible degree of 
packing for the HMX is desirable, which means that one 
must have HMX-crystals of different sizes available. 30 
Therefore, at the recrystallization of HMX, one must 
concentrate either on preparing directly HMX crystals 
with a specific particle size distribution or on preparing 
recrystallized HMX batchwise with different median 
particle sizes and mix these to obtain the desired particle 35 
size distribution. As far as we know, no one has yet 
succeeded in preparing crystallized HMX on a produc- 
tion scale with an ideal particle size distribution. There- 
fore, one has previously been forced to utilize the sec- 
ond method, mixing two or more products, each with 40 
its own narrow particle size distribution. 

The method according to the invention certainly 
does not allow a direct preparation of HMX with an 
ideal particle size distribution either, but it can, simply 45 
by the choice of crystallization method and without any 
other change in the method, be used to obtain crystals 
with reproducible median particle sizes. 

RDX, or hexahydro-l,3,5-trinitro-l,3,5-triazine, gen- 
erally must also be recrystallized after the synthesis in 50 
order to obtain purer crystals and/or other crystal sizes. 
RDX can form two different polymorphic forms; the 



y-valerolactone 



S-valerolactone 





Of these, y-butyrolactone is the most economically 
attractive solvent. Due to its better solubility for HMX 
and RDX, it has a much greater capacity compared to 
cyclohexanone. 

The particular advantage with this solvent is that its 
solubility for HMX and RDX is strongly temperature 
dependant. This gives the solvent a pronounced higher 
capacity compared to the solvents used previously. In 
addition the possibilities exist, both for HMX and RDX, 
to reproducibly select the particle size by the choice of 
crystallization method. 

TABLE 1 



The solubility of HMX in some lactones 

Amount of HMX (g) 
dissolved in 100 g solvent 



Solvent 23° C. 120° C. 

y-butyrolactone 11.0 48.1 

y-valerolactone 9.2 35.5 

6-valeroIactone 6.5 35.7 

e-caprolactone 6.8 38.3 



TABLE 2 

Some comparative values for the solvents used previously 
Amount of HMX 

(g) dissolved in 100 g solvent 

Solvent 20° C. 40° C. 100° C. 



cyclohexanone 2.5 3.5 7.0 

acetone 2.0 3.8 — 



less common of these has only been isolated in small 
quantities under special conditions. The other form, 
which is the one formed at production scale, can, de- 55 
pending on the solvent used, form either needle-like, flat 
or more spherical crystals. During the recrystallization 
of RDX according to the invention the most desirable, 
spherical crystal shape is obtained. 

The present invention thus relates to a new method 
for recrystallizing HMX and RDX based on the use of 
a special type of solvent. According to the invention, 
the crude HMX or RDX is dissolved in a low molecular 
weight, liquid (at room temperature) lactone possessing 65 
four or more carbon atoms in the ring part, such as 
y-butyrolactone, y-valerolactone, 8-valerolactone or 
e-caprolactone. 



For y-butyrolactone, the diagram shows the solubil- 
ity curve for both HMX and RDX. 

Additional advantages with y-butyrolactone as a 
solvent for HMX are that it gives no detectable amount 
of a-HMX and that the result is not affected by any 
residual acetic acid in the crude explosive. Furthermore 
y-butyrolactone has a low toxicity and can be reused 
several times in the process before it has to be redis- 
tilled. 

Generally the acid content can be allowed to rise to 
8-10% before the y-butyrolactone has to be repurified 
by distillation of the acetic acid and water. 

The well-known ability of HMX to form complexes 
with other compounds does not give rise to any real 
problems during the recrystallization from y-butyrolac- 
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tone. Complex formation can occur between HMX and 
y-butyrolactone, but no traces of the complex can be 
detected after a careful water wash. The product is of 
good crystal shape. However, it is essential that the 
HMX crystals obtained are thoroughly sucked dry be- 5 
fore washing with water since otherwise the HMX can 
be precipitated from the remaining solvent during the 
water wash. We have performed several experiments to 
ascertain when HMX forms a complex with y- 
butyrolactone and how this complex behaves under 10 
certain conditions. It has been shown that the complex 
is formed at low water and/or acetic acid concentra- 
tions viz. the complex is formed at up to 5% water, or 
3% water plus 3% acetic acid. With 4% water plus 
g4% acetic acid pure /3-HMX is obtained. In the nor- 15 
mal case it is therefore possible that the complex is 
formed during the crystallization and that it is decom- 
posed upon filtration or washing with water. 

A number of experiments has also been performed to 
demonstrate when the complex is decomposed. These 20 
experiments gave the following results: when the crys- 
tals which had separated from a y-butyrolactone solu- 
tion were filtered off under nitrogen, complexes were 
found to be present, whereas filtered and water washed 
crystals were found to contain only pure /3-HMX. The 25 
same result was obtained when the crystals from the 
crystallization were suspended in water. 

In the above mentioned experiments, the presence or 
absence of a complex was determined by differential 
scanning calorimetry. The concentration of y- 30 
butyrolactone in the crystals was analysed by gas chro- 
matography. The ratio of solvent to HMX (mole/mole) 
in the crystallized sample before washing with water, 
was between 0.54 and 0.85 when the complex was 
formed, and between 0.01 and 0.03 when it was not. 35 
After washing with water, the solvent content was less 
than 0.01%. 

As is already known, RDX has a much lower ten- 
dency to form complexes than HMX, and consequently 
complex formation is no problem during the crystalliza- 40 
tion of RDX. 

As mentioned earlier, the method according to the 
invention, gives the possibility to prepare HMX crys- 
tals, as well as RDX crystals, with different median 
particle sizes. This is done by the choice of crystalliza- 45 
tion method. Cooling crystallization and precipitation 
crystallization respectively of HMX (or RDX) dis- 
solved in some of the above mentioned lactones gives 
different crystal sizes. In addition, the crystal sizes ob- 
tained under the same conditions vary very little from 50 
batch to batch. 

In cooling crystallization of HMX dissolved in y- 
butyrolactone, the solution is heated to 110°-120° C. 
and the temperature is then lowered with continuous 
stirring to between +20° C. and — 10° C. during which 55 
the HMX is obtained as crystals with a median particle 
diameter of 50-1500 /am. The particle diameter can be 
influenced by the initial degree of saturation of the 
solution, the speed at which the lowering of the temper- 
ature is performed, and to a lesser extent by variations in 60 
the stirring. 

Standard methods of seeding of the crystal separation 
can be utilized with advantage during cooling crystalli- 
zation in y-butyrolactone of both HMX and RDX. 

In precipitation crystallization, the product is precipi- 65 
tated from a y-butyrolactone-HMX solution by either 
adding water, or the converse, in a water/y-butyrolac- 
tone ratio between 1 and 3. The precipitated crystals 
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have a median particle diameter of 5-50 p m. In this case 
the crystal size is mainly dependant upon the degree of 
saturation of the starting solution and how fast the satu- 
ration is broken by mixing with water or vice versa. The 
amount of precipitated HMX depends upon the wa- 
ter/y-butyrolactone ratio. A ratio of 3 gives almost 
complete precipitation of HMX. 

Crude HMX contains some water and acetic acid 
and, after suspending the HMX in the lactone, these 
should at least partially be distilled off before the crys- 
tallization is started. Otherwise the solvent capacity of 
the lactone will be diminished too much. The solubility 
of HMX in y-butyrolactone containing 6% acetic acid 
and 1% water is 9.4% at 23° C. and 28.1% at 120° C. cf. 
Table 1 . As has been mentioned earlier, the same princi- 
ples may be applied to the recrystallization of RDX. 

The method of recrystallizing HMX or RDX accord- 
ing to this invention is based upon the use of a low 
molecular weight, liquid (at room-temperature) lactone 
as the solvent for the explosive, which is then forced to 
crystallize either by cooling crystallization or by pre- 
cipitation with water. Among the advantages of the 
method according to the invension can be mentioned 
that the solvent is not affected by the presence of water 
or up to 8 to 10% acetic acid from poorly washed crude 
HMX and that the median particle diameter of the sepa- 
rated crystals can be influenced by the choice of crystal- 
lization method. 

The method according to the invension has been 
defined in the following claims, and will now be further 
illustrated in the following examples. 

EXAMPLE 1 

105 g of HMX was mixed with 270 ml (305 g) of 
y-butyrolactone and heated to 120° C. The resulting 
solution was cooled as fast as possible to + 10° C. At 30° 
C. crystals seeds started to form. The crystallized prod- 
uct was sucked as dry as possible and was then washed 
with water. The median particle diameter obtained was 
about 70 fim. 

EXAMPLE 2 

To 200 1 of y-butyrolactone was added 70 kg of crude 
HMX with an acetic acid content of 5%. The mixture 
was heated to 120° C. and most of the water and acetic 
acid was distilled off whereupon the explosive was 
totally dissolved. When 120° C. had been reached the 
cooling crystallization was commenced. The rate at 
which the temperature was lowered was varied be- 
tween 0. 1 ° C./min at the beginning of the crystallization 
and 1° C./min at the end of the crystallization. The 
cooling was discontinued at 9° C. and the solid was 
filtered off. With such a cooling programme class 3 
HMX (according to MIL-H-45444) with a median parti- 
cle diameter of 300-350 pm was obtained. 

EXAMPLE 3 

200 ml of a saturated solution of HMX in y- 
butyrolactone (20° C.) was mixed, as rapidly as possible, 
with 600 ml water using vigorous stirring. The precipi- 
tated product was sucked dry and was then washed 
with water. The median particle size was about 10 pm. 

EXAMPLE 4 

400 ml of water was added dropwise to 200 ml of a 
saturated solution of HMX in y-butyrolactone at 20° C. 
with vigorous stirring. After filtration and washing with 
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water, a product with a median particle diameter of 
25-35 p.m was obtained. 

EXAMPLE 5 

90 g of RDX was dissolved in 97 ml (1 10 g) of y- 
butyrolactone at 120° C. The solution was cooled with 
stirring to 20° C. during 80 minutes. The resulting prod- 
uct was sucked as dry as possible, was thoroughly 
washed with water and then dried. The median particle 
diameter of the crystals was 250 p.m. 

EXAMPLE 6 

30 g of HMX was dissolved in 100 ml (105 g) y- 
valerolactone at 120° C. The resulting solution was 
cooled to 20° C. during 90 min., filtered and washed 
with water. The median particle size of the crystals was 
145 jam. 

What we claim is: 

1. A process for recrystallizing the high explosives 
HMX and RDX, in which crystals of the starting explo- 
sive are dissolved in a low molecular weight, liquid (at 
room temperature) lactone with 5 or 6 carbon atoms in 
the ring, after which the degree of saturation of the 
solution obtained is changed in order to form new crys- 
tals of the explosive. 

2. A process for recrystallizing the high explosives 
HMX and RDX in accordance with claim 1, in which 
the chosen solvent is y-butyrolactone. 

3. A process for recrystallizing the high explosives 
HMX and RDX in accordance with claim 1, in which 
the degree of saturation of the lactone-explosive solu- 
tion, is changed by lowering the temperature. 

4. A process for recrystallization of the high explo- 
sives HMX and RDX in accordance with claim 3, in 
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which the temperature of the lactone is raised to 
110°- 120° C. under reduced pressure in order to dis- 
solve the starting explosive crystals and possibly to 
distill off water and acetic acid, which contaminated the 

5 crude explosive, and then to lower the temperature to 
+ 20° C. — 10° C. 

5. A process for recrystallization of the high explo- 
sives HMX and RDX in accordance with claim 1, in 
which the degree of saturation of the lactone-explosive 

10 solution is changed by precipitation with water. 

6. A process for recrystallization of the high explo- 
sives HMX and RDX in accordance with claim 1, in 
which the lactone used as the solvent for the recrystalli- 
zation is recirculated to dissolve more explosive until it 

15 has absorbed 8-10% acetic acid from the crude explo- 
sive, or has acquired too much water, and after that is 
repurified by distillation of the acetic acid and water. 

7. A process in accordance with claim 1, wherein the 
crystallization of the explosive is induced by seeding 

20 according to standard methods. 

8. A process for recrystallizing the high explosives 
HMX and RDX in accordance with claim 2, in which 
the degree of saturation of the lactone-explosive solu- 
tion is changed by lowering the temperature. 

25 9. A process for recrystallization of the high explo- 

sives HMX and RDX in accordance with claim 8, in 
which the temperature of the lactone is raised to 
110°- 120° C. under reduced pressure in order to dis- 
solve the starting explosive crystals and then to lower 

30 the temperature to +20° C. — 10° C. 

10. The process of claim 1 wherein said lactone is 
selected from the group of y-butyrolactone, y- 
valerolactone, S-valerolactone, and e-caprolactone. 
***** 
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